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Email: martin.chin@uni.edu Figure S11 . 1 H NMR spectrum of 5 in CDCl 3 S10 Figure S12 . GCMS of 5 S10 Figure S13 . 1 H NMR spectrum 8 in C 6 D 6 S11 Figure S14 . COSY spectrum of 8 in C 6 D 6 S11 Figure S15 . 13 C NMR spectrum of 8 in C 6 D 6 S12 Figure S16 . HSQC spectrum of 8 in C 6 D 6 S12 Figure S17 . 1 H NMR spectrum of 9 in C 6 D 6 S13 Figure S18 . 1 H NMR spectrum of 10 in C 6 D 6 S13 Figure S19 . COSY spectrum of 10 in C 6 D 6 S14 Figure S20 . 13 C NMR spectrum of 10 in C 6 D 6 S14 Figure S21 . HSQC spectrum of 10 in C 6 D 6 S15 Figure S22 . 1 H NMR spectrum of 11 in C 6 D 6 S15 S4 Figure S23 . COSY spectrum of 11 in C 6 D 6 S16 Figure S24 . 13 C NMR spectrum of 11 in C 6 D 6 S16 Figure S25 . HSQC spectrum of 11 in C 6 D 6 S17 Figure S26 . 1 H NMR spectrum of 12 in CD 3 CN, 80 °C S17 Figure S27 . 13 C NMR spectrum of 12 in CD 3 CN, 80 °C S18 Figure S28 . 1 H NMR spectrum of crude reaction mixture with unidentified organic side-product S18 Figure S29 . 1 H NMR spectrum of 13 in C 6 D 6 S19 Figure S30 . 13 C NMR spectrum of 13 in C 6 D 6 S19 Figure S31 . 1 H NMR spectrum of 14 in CDCl 3 S20 Figure S32 . 13 C NMR spectrum of 14 in CDCl 3 S20 Figure S33 . HSQC spectrum of 14 in CDCl 3 S21 Figure S34 . COSY spectrum of 14 in CDCl 3 S22 Figure S35 . 1 H NMR spectrum of 15 in CDCl 3 S23 Figure S36 . GCMS of 15 S23 Table S1 . Crystal data for 14 S24
S5 Table S2 . Computational data for Et 3 SiH S25 Table S3 . Computational data for [Zn(py) 4 ] 2+ S26-S27 Table S4 . Computational data for pyridine at (B3LYP/6-31G(d,p)) S27 Table S5 . Computational data for [(py) 3 Zn-H-SiEt 3 ] 2+ S27-S29 Table S6 .Computational data for 6 at the (B3LYP/6-31G(d,p)) level S29-S30 Table S7 . Computational data for [(py) 3 Zn-H] + S30-S31 Table S8 . Computational data for for 6 at the (B3LYP/6-311+G(d,p)) level S31-S32 Table S9 . Computational data for 7 S32-S33 Table S10 . Computational data for TS 7,6 S33-S35 Table S11 . Computational data for bis(silyl)-3,4-dihydropyridinium cation S35-S36 Table S12 . Computational data for pyridine at the (B3LYP/6-311+G(d,p)) level S36-S37 Figure S2 . 1 H NMR spectrum of distilled 1 in C 6 D 6 S8 Figure S3 . GCMS of distilled 1. Figure S5 . 13 C NMR spectrum of 2 in C 6 D 6 . Figure S6 . GCMS of 2 after prep TLC. S10 8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 0 Chemical Shift (ppm) 0.37 6.39 9.90 3.17 0.99 0.95 1.00 Figure S9 . 1 H NMR spectrum of 4, (86 mol % pure), in CDCl 3 . S12 Figure S10 . GCMS of 4 (86 mol % pure). Unidentified impurities at 11.9 and 14.0 mins. Figure S11 . 1 H NMR spectrum of 5 (97 mol % pure), in CDCl 3 S13 Figure S12. GCMS of 5 (97 mol % pure). Figure S14 . COSY spectrum of 8 in C 6 D 6 . Figure S15 . 13 C NMR spectrum of 8 in C 6 D 6 . S15 Figure S20 . 13 C NMR spectrum of 10 in C 6 D 6 . Figure S30 . 13 C NMR spectrum of semi-purified 13 in C 6 D 6 .
S23 8.5 8.0 7.5 7.0 6.5 6.0 5. While the numbering of carbons may appear random, the numbers were simply assigned in the order that the C resonances appeared left to right in the 13 C NMR spectrum. It is not based on the IUPAC numbering system. We believe that some of the couplings are missing due to some of the torsion angles between the hydrogens being close to 90°. For example, H1 should be a triplet and coupled to H5 and H6, but only shows coupling to H5. The torsion angle between H1 and H6 is ~79°. 
